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(54) Solid electrolytic battery 

(57) A solid electrolyte battery is to be provided 
which effectively creates contact between an electrolyte 
and an electrode and which is significantly improved in 
battel y characteristics. A positive electrode 6 is made 
up of a positive electrode collector 4 and a layer of the 
positive electrode composition 5 mainly composed of a 
binder and powders of a positive electrode active mate- 
rial. The layer of the positive electrode composition 5 
has a mean layer thickness T which is within ±10% of 
the mean particle size L of the powders of a positive 
electrode active material so that the powders 22 of the 
positive terminal active material are contacted with the 
positive electrode collector 4 and a solid electrolyte film 
10. The negative electrode 9 is made up of a negative 
electrode collector 7 and a layer of the negative elec- 
trode composition 8 mainly composed of a binder and 
powders 23 of a positive electrode active material. The 
layer of the negative electrode composition 8 has a 
mean layer thickness t which is within ±10% of the 
mean particle size / of the powders 23 of a negative 
electrode active materia) so that the powders 23 of the 
negative terminal active material are contacted with the 
negative electrode collector 7 and a solid electrolyte film 
10. 
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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001] This invention relates to a solid electrolyte battery and. more particularly, to a lithium secondary battery or a 
lithium ion secondary battery exploiting the solid electrolyte. More particularly, it relates to a solid electrolyte battery 
superior in the electrode utilization factor, cyclic characteristics and in load characteristics and which can be increased 
10 in capacity. 

Description of the Related Art 

[0002] The lithium ion secondary battery is loaded on a wide variety of electronic equipments because of its high 
75 energy density. However, with the conventional lithium ion secondary battery, employing a combustible organic solvent, 
security against e.g., liquid leakage in case the battery is destroyed or fractured by some reason or other is not suffi- 
cient. In light of this, a solid electrolyte battery employing a solid electrolyte is stirring up notice. 
[0003] In producing a solid electrolyte battery in general, high molecular organic compounds, exhibiting lithium ion 
conductivity, are coated on both of positive and negative electrodes, and the resulting two electrodes are stacked 
20 together. Alternatively, a solid electrolyte film is sandwiched between positive and negative electrodes to manufacture 
the battery. If the solid electrolyte is an organic compound having polymerizable functional groups, thermal or light 
polymerization steps are occasionally added in the battery manufacturing process. 

[0004] This solid electrolyte battery is superior in safety and in energy density, while it can be reduced in size and 
thickness. 

25 [0005] However, in this solid electrolyte battery, the following performance as the battery is not desirable. 

[0006] That is, in the solid electrolyte battery, since both the electrolyte and the electrodes are solid, electro-chemical 
bonding between the particles of the active material of the electrodes and the solid electrolyte film on the electrode 
interface is inferior such that the interface impedance is significantly higher than with the battery of the electrolyte solu- 
tion type to produce significant polarization, as a result of which the battery performance is significantly lowered. 

30 [0007] As means for solving this problem, it has been proposed to use a compound electrode prepared on mixing a 
solid electrolyte to an electrode composition to increase the contact between the solid electrolyte and particles of the 
active electrode material. 

[0008] However, with the method of employing the compound electrode, since many solid electrolytes are poor in their 
functions as the binder, such that it is difficult to realize a sufficient bonding strength between the current collector and 

35 the electrode composition. The result is that the layer of the electrode composition is collapsed, or the layer of the elec- 
trode composition is separated from the collector, due to expansion and contraction of the particles of the active elec- 
trode material consequent upon repeated charging/discharging, thus deteriorating cyclic characteristics. In order to 
prevent this phenomenon from occurrence, electrically conductive assistant agents need to be dispersed, as a result of 
which the battery capacity is lowered. Alternatively, complex processing, such as cross-linking, for improving the 

40 strength of the solid electrolyte used as a binder, is necessitated. 

SUMMARY OF THE INVENTION 

[0009] It is therefore an object of the present invention to provide a solid electrolyte battery in which contact between 
45 the electrolyte and the electrode is created to improve battery characteristics significantly. 

[0010] In one aspect, the present invention provides a solid electrolyte battery having a positive electrode, a solid 
electrolyte and a negative electrode, wherein the positive electrode and/or the negative electrode is made up of a cur- 
rent collector and a layer of an electrode composition mainly composed of a binder and powders of an active electrode 
material. The electrode composition layer is layered on the current collector and has a mean layer thickness within 
so ±10% of the mean particle size of the powders of an active electrode material. 

[001 1] In another aspect, the present invention provides a solid electrolyte battery having a positive electrode, a solid 
electrolyte and a negative electrode, wherein the positive electrode and/or the negative electrode is made up of a cur- 
rent collector and a layer of an electrode composition mainly composed of a binder and powders of an active electrode 
material. The powders of the electrode active material is adapted to be contacted with the current collector. The elec- 
55 trode composition layer is layered on the current collector and has a mean layer thickness within ±10% of the mean par- 
ticle size of the powders of an active electrode material. 

[001 2] In the solid electrolyte battery according to the present invention, as described above in detail, the layer thick- 
ness of the layer of the electrode composition is set so as to be within a pre-set range with respect to the mean particle 
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size, whereby the layer thickness of the electrode active material is approximately equal to each other, on an average, 
such that it is possible to charge the particles of the electrode active material evenly in the layer of the electrode com- 
position without overlapping along the direction of thickness. Thus, the totality of the particles of the electrode active 
material are contacted with the solid electrolyte or the current collector to provide an optimum interface between the 
electrode active material and the solid electrolyte. 

[001 3] Moreover, in the solid electrolytic battery according to the present invention, since the particles of the electrode 
active material are formed to contact with the current collector to form a solid electrolytic between the two electrodes, 
both electron conduction paths and lithium ion conducting paths are formed optimally on the entire particles of the elec- 
trode active material. 

[0014] .Therefore, the solid electrolytic battery according to the present invention is a high-capacity solid electrolytic 
secondary battery having superior load characteristics and cyclic characteristics. 

BRIEF DESCRIPTION OF THE DRAWINGS 



Fig.1 is a cross-sectional view showing an embodiment of a solid electrolyte battery according to the present inven- 



Fig.2 is a cross-sectional view showing a range X in Fig.1 to an enlarged scale. 
Fig.3 shows the results of evaluation of cyclic characteristics. 
DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0O1£] Referring to the drawings, preferred embodiments of the present invention will be explained in detail. Fig.1 is 
a cross-sectional view showing a solid electrolyte battery 1 embodying the present invention. 

[001 7] A solid electrolyte battery 1 is comprised of a parallelepipedically-shaped layered electrode assembly 2 sand- 
wiched between and tightly sealed between a pair of parallelepipedically-shaped outerfilms 3, as shown in Fig.1. These 
outer films 3 are constituted by, for example, aluminum foils. 

[0018] The layered electrode assembly 2 has a thin-sheet-shaped positive electrode 6 and a similarly thin-sheet- 
shaped negative electrode 6, facing each other with a solid electrolyte film 1 0 in-between. 

[0019] The positive electrode 6 is a layered assembly of a positive electrode collector 4 and a layer of the positive 
electrode composition 5 mainly composed of a mixture of a binder, an electrically conductive assistant agent and a pos- 
itive active electrode material. A positive electrode terminal 12 is connected to an end of the positive electrode collector 
4, and is sandwiched at a sealed end 3a which is one end of the periphery of the outer films 3. 
[0020] A negative electrode 9 is layered assembly of a negative electrode collector 7 and a layer of the negative elec- 
trode composition 8 mainly composed of a mixture of a binder and a negative active electrode material. A negative elec- 
trode terminal 13 is connected to an end of the negative electrode collector 7, and is sandwiched at a sealed end 3b 
which is the other end of the periphery of the outer films 3. 

[0021] In the solid electrolyte battery 1 of the present invention, the layer of the positive electrode composition 5 has 
a mean layer thickness T which is ±10% of the mean particle size L of the particle of the active positive electrode mate- 
rial 22, as shown in Fig.2. That is, the values of L and T satisfy the relation: Lx0.9 <, T ^ Lx1.1 . Thus, on an average, 
the layer thickness of the layer of the positive electrode composition 5 is approximately equal to the particle size of the 
particle of the active positive electrode material 22 so that the particle of the active positive electrode material 22 is con- 
tacted with the solid electrolyte film 10 and the positive electrode collector 4. 

[0022] Similarly, in the solid electrolyte battery 1 of the present invention, the layer of the negative electrode compo- 
sition 8 has a mean layer thickness t which is ±10% of the mean particle size I of the particle of the active negative elec- 
trode material 22, as shown in Fig.2. That is, the values of I and t satisfy the relation: U0.9 < t < 1x1.1 . Thus, on an 
average, the layer thickness of the layer of the negative electrode composition 8 is approximately equal to the particle 
size of the particle of the active negative electrode material 23 so that the particle of the active negative electrode mate- 
rial 23 is contacted with the solid electrolyte film 10 and the negative electrode collector 7. 

[0023] Thus, with the solid electrolyte battery 1 of the present invention, the layer thicknesses of the electrode com- 
position layers 5. 8 are prescribed to be within a pre-set range with respect to the mean particle size of the active elec- 
trode material, whereby the layer thicknesses of the electrode composition layers 5, 8 are approximately equal to the 
particle size of the active electrode material and hence the particles of the active electrode material can be packed in 
the electrode composition layers 5, 8 homogeneously without overlapping in the direction of the thickness. Therefore, 
the entire particles of the active electrode material can be contacted with the solid electrolyte film 10 or the current col- 
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lectors 4, 7, without using a compound electrode in which the solid electrolyte is mixed into the electrode composition 
layers, thus improving the interface between the active electrode material and the solid electrolyte film 10. 
[0024] Moreover, with the solid electrolyte battery 1 of the present invention, since the particles of the active electrode 
material are contacted with the current collectors 4, 7, and the solid electrolyte film 10 is formed between the electrodes, 
5 both the electron conducting path and lithium ion conducting path are satisfactorily formed in the entire particles of the 
active electrode material, so that it is possible to provide a solid electrolyte secondary battery having superior load char- 
acteristics. 

[0025] The present invention thus provides a high-capacity solid electrolyte secondary battery having superior load 
characteristics and cyclic characteristics. 

10 [0026] Although a meritorious effect of the present invention can be displayed by setting the layer thickness of one of 
the positive electrode composition layer or the negative electrode composition layer so as to be within a pre-set range 
with respect to the mean particle size of the associated active electrode material, it is naturally more effective to set the 
layer thicknesses of both the positive electrode composition layer and the negative electrode composition layer so as to 
be within a pre-set range with respect to the mean particle size of the active electrode material, as mentioned above. 

15 [0027] The positive electrode collector 4 and the negative electrode collector 7 may be constituted by foils or sheets 
of metal, such as aluminum, nickel, titanium or copper. 

[0028] There is no particular limitation to the active material for the positive electrode, such that any material known 
to be usable for the lithium secondary battery can be used. For example, the active material for the positive electrode 
may, for example, be enumerated by LiCo0 2 , LiMn0 2 , LiNiC>2, LJV0 2 , LiTi0 2 , LiCo 0 .88 N 'o.20 2 , LiMn 2 0 4 , TiS^ M0S2, 

20 FeS2 and FeS. The material may also be finely classified, if so desired. 

[0029] The negative electrode active material, used in the present invention, may be enumerated by carbon materials, 
capable of occluding or desorbing lithium, in addition to metal lithium and lithium alloys capable of occluding and des- 
orbing lithium. This carbon material may be enumerated by all sorts of the carbon materials, such as, for example, nat- 
ural graphite, meso-phase pitch graphized carbon fibers, activated carbon or carbon black. The material may also be 

25 finely classified, if so desired. 

[0030] The binder used for the layer of the positive electrode composition 5 and the layer of the negative electrode 
composition 8 may be enumerated by, for example, polyvinylidene fluoride. Since the binder having superior bonding 
performance, such as polyvinylidene fluoride, can be used in accordance with the present invention, it becomes possi- 
ble to prevent electrode detachment with the use cycle to improve the cyclic performance. The solvent used in forming 

30 the layer of the positive electrode composition 5 and the negative electrode composition 8 may, for example, be N- 
methyl pyrrolidone. 

[0031] The solid electrolyte film 10 in the present invention is composed of a solid electrolyte containing both the elec- 
trolyte and the high molecular material and separates the positive electrode 6 and the negative electrode 9. The elec- 
trolytes may be exemplified by UCI0 4l LiPF 6 , LiBF 4 . UAsF 6 , UAICI 4> UCF3SO3, UN(CF 3 S0 2 ) 2 and LiCF 3 . As the high 

35 molecular material, polyethylene oxide, polyether copolymers having an oligo-oxyethylene side chain, or other polyether 
copolymers having a cross-linked network structure, may be used. These may be used alone or in combination. If two 
or more high molecular materials are used in combination, the polymerization form may be block polymerization, ran- 
dom polymerization or any other suitable polymerization form. It is also possible to use compounds having a cross- 
linked network structure, including a semi-solid electrolyte, such as a gel electrolyte, consisting in the combination of a 

40 compound having a cross-linked network structure, such as polyacrylonitrile or polyvinylidene fluoride, with an organic 
solvent. 

[0032] Instead of the high molecular material, inorganic solid electrolytes, such as ceramics, glass-ceramics or glass, 
represented by Lj 3 N, may also be used. 

[0033] Although a thin type battery is taken as an example of the solid electrolyte battery 1 according to the present 
45 invention, this is merely illustrative and the solid electrolyte battery according to the present invention may also be 
applied to various shapes, such as square-shape, coin shape or a button shape. 

EXAMPLES 

so [0034] The present invention is hereinafter explained with reference to specified Examples thereof based on experi- 
mental results. For evaluating the effect of the film thicknesses of the positive and negative electrode side separation 
films on the battery characteristics, a lithium secondary battery, shown below, was prepared. 

Example 1 

55 

[0035] First, a positive electrode was fabricated in the following manner. Thus, UC0O2, with a mean particle size of 
20 nm, as a positive electrode active material, graphite powders, as an electrically conductive material, and polyvinyli- 
dene fluoride, as a binder, were weighed out at a weight ratio of 91 :6:3 and mixed into N-methyl pyrrolidone, and the 
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resulting mixture was sufficiently stirred to prepare a positive electrode composition. On a positive electrode current col- 
lector, constituted by an aluminum foil, the above-mentioned positive electrode composition was applied so that the 
LiCo0 2 particles will be free of overlapping and uniform in the direction of thickness, and was dried in situ . The resulting 
product was pressed to give a positive electrode. The coating thickness of the layer ol the positive composition was 20 
^m. The coating density was 2.31 g/cm 3 . 

[0036] A solid electrolyte film was also prepared in the following manner. First, 2.64 g of polyethylene oxide, having a 
molecular weight of approximately 10,000, and 0.53 g of LiCI 4> were dissolved in acetonitrile to give a homogeneous 
solution, which was then coated on the above-mentioned layer of the positive electrode composition. The resulting 
product was dried in situ to prepare a solid electrolyte film. The coating thickness of the solid electrolyte film was 70 nm. 
[0037] A negative electrode then was prepared in the following manner. Thus, metal lithium was press-attached to a 
negative electrode collector, comprised of a copper foil 10 in thickness, to prepare a negative electrode. 
[0038] The positive electrode and the negative electrode, thus prepared, were placed facing each other via a solid 
electrolyte film to prepare ultimately a thin type lithium secondary battery as shown in Fig. 1 . 

Comparative Example 1 

[0039] First, a positive electrode was prepared in the following manner. Thus, UC0O2, with a mean particle size of 5 
urn, as an active positive electrode material, graphite powders, as an electrically conductive agent, and polyvinylidene 
fluoride, as a binder, were weighed out to a weight ratio of 91 :6:3 and mixed into N-pyrrolidone. The resulting mixture 
was stirred On a positive electrode current collector, constituted by an aluminum foil, the above-mentioned positive 
electrode composition was applied so that the LiCo0 2 particles will be free of overlapping and uniform in the direction 
of thickness, and was dried in situ . The resulting product was pressed to give a positive electrode. The coating thickness 
of the layer of the positive composition was 20 \±m. The coating density was 2.38 g/cm 3 . 

[0040] A solid electrolyte film and a negative electrode were produced in the same way as in Example 1 except pro- 
ducing the positive electrode as described above to prepare a thin type lithium secondary battery. 

Evaluation of the Charging/Discharging Properties of the Battery 

[0041] The lithium secondary batteries of the Example 1 and the Comparative Example 1, prepared as described 
above, were subjected to repeated charging/discharging, with the charging voltage of 4.2 V, charging voltage of 3.0 V 
and the charging/discharging current of 0.2 mA, and the electrode utilization factor was calculated from the respective 
discharging capacities when the same battery was charged/discharged with the charging/discharging currents of 0.4 
mA and 0.8 mA. The results are shown in Table 1 . 




Table 1 





utilization factor 


charging/discharging current 


0.2 mA 


0.4 mA 


0.8 mA 


Ex.1 


100% 


98% 


95% 


Comp. Ex.1 


100% 


65% 


18% 



[0042] As may be seen from the results of Table 1 , the battery of Example 1 , in which the mean layer thickness of the 
layer of the positive electrode composition is within ±10% of the mean particle size of the powders of the active material 
of the positive electrode, is markedly superior in the battery utilization factor to the Comparative Example 1 in which the 
mean layer thickness of the layer of the positive electrode composition is not within the above ratio. 
[0043] Thus, it is seen that, by setting the mean layer thickness of the layer of the positive electrode composition so 
as to be within a pre-set range with respect to the mean particle size of the powders of the active positive electrode 
material, contact between the active material of the positive electrode on one hand and the solid electrolyte and the cur- 
rent collector on the other hand is improved to improve the battery utilization factor. 

Example 2 

[0044] First, a positive electrode and a solid electrolyte film were fabricated in the same way as in Example 1 . 
[0045] Then, particulate graphite, with a mean particle size of 10 *im, as an active material for a negative electrode, 
and polyvinylidene fluoride, as a binder, were sufficiently stirred in N-methyl pyrrolidone, at a ratio of 90:10, to prepare 
a negative electrode composition. On a negative electrode current collector, constituted by a copper foil, the above- 
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mentioned negative electrode composition was applied so that the graphite particles will be free of overlapping and uni- 
form in the direction of thickness. The resulting product then was dried in situ and pressed to give a positive electrode. 
The coating thickness of the layer of the positive composition was 10 ^m. 

[0046] The positive electrode and the negative electrode, thus prepared, were placed facing each other via a solid 
5 electrolyte film to prepare ultimately a thin type lithium secondary battery as shown in Fig.1 . 

Comparative Example 2 

[0047] A positive electrode and a solid electrolytic were prepared in the same way as in Comparative Example 1 , and 
10 a thin type lithium secondary battery was prepared in the same way as in Example 2. 

Evaluation of Charging/Discharging Characteristics of the Battery 

[0048] The lithium secondary batteries of the Example 2 and the Comparative Example 2, prepared as described 
is above, were subjected to repeated charging/discharging, with the charging voltage of 4.2 V, charging voltage of 3.0 V 
and the charging/discharging current of 0.2 mA, and measurements were made of the discharging capacity in each 
cycle to evaluate cycle characteristics. The results are shown in Fig.3. 

[0049] As may be seen from the results of Fig.3, the battery of Example 2, in which the mean layer thickness of the 
layer of the positive electrode composition in the positive electrode and that of the layer of the negative electrode com- 
position in the negative electrode are within a pre-set range with respect to the mean particle size of the powders of the 
active material of the positive electrode and that of the active material of the negative electrode, is markedly superior in 
the cyclic characteristics to the Comparative Example 2 in which the mean layer thicknesses of the layers of the positive 
and negative electrode compositions are not within the above range. 

[0050] Thus, it is seen that, by setting the mean layer thicknesses of the layers of the positive and negative electrode 
?s compositions so as to be within a pre-set factor with respect to the mean particle size of the powders of the active pos- 
itive electrode material and that of the active negative electrode material, contact between the active material of the 
positive electrode and that of the negative electrode on one hand and the solid electrolyte and the current collector on 
the other hand is improved to improve the cyclic characteristics. 

Claims 

1 . A solid electrolyte battery having a positive electrode, a solid electrolyte and a negative electrode, wherein 

said positive electrode and/or the negative electrode is made up of a current collector and a layer of an elec- 
35 trode composition mainly composed of a binder and powders of an active electrode material, said electrode 

composition layer being layered on said current collector and having a mean layer thickness within ±10% of the 
mean particle size of the powders of an active electrode material. 

2. The solid electrolyte battery according to claim 1 wherein said solid electrolyte is formed of a lithium ion electrically 
40 conductive material. 

3. The solid electrolyte battery according to claim 1 containing an active material of the positive electrode selected 
from the group consisting of LiCo0 2 . LiMn0 2 , UNi0 2 , LiV0 2 , UTi0 2 . UCo 0 8 8Nio. 2 0 2 , UMn 2 0 4 , TiS^ M0S2. Fe^ 
and FeS. 

45 

4. The solid electrolyte battery according to claim 1 wherein the negative electrode active material is selected from 
the group consisting of metal lithium, lithium alloys and a carbon material capable of occluding and desorbing lith- 
ium. 

so 5. The solid electrolyte battery according to claim 4 wherein said carbon material is selected from the group consisting 
of natural graphite, mesophase pitch graphized carbon fibers, activated carbon and carbon black. 

6. The solid electrolyte battery according to claim 1 wherein said solid electrolyte contains an electrolyte and a high 
molecular material. 

55 

7. The solid electrolyte battery according to claim 6 wherein said solid electrolyte is selected from the group consisting 
of UCIO4, LiPF 6 , UBF 4 , LiAsF 6 , LiAICI 4 , LiCF 3 S0 3 , LiN(CF 3 S0 2 ) 2 and UCF 3 . 




DOCID <EP 0981 176A1 . 1. > 



EP 0 981 176 A1 

8. The solid electrolyte battery according to claim 6 wherein said high molecular material is selected from the group 
consisting of polyethylene oxide, polyether copolymers having an oligo-oxyethylene side chain, and other polyether 
copolymers having a cross-linked network structure. 

5 9. A solid electrolyte battery having a positive electrode, a solid electrolyte and a negative electrode, wherein 

said positive electrode and/or the negative electrode is made up of a current collector and a layer of an elec- 
trode composition mainly composed of a binder and powders of an active electrode material, said powders of 
the electrode active material being adapted to be contacted with said current collector, said electrode compo- 
w srtion layer being layered on said current collector and having a mean layer thickness within ±1 0% of the mean 

particle size of the powders of an active electrode material. 

1 0. The solid electrolyte battery according to claim 9 wherein said solid electrolyte is formed of a lithium ion electrically 
conductive material. 

75 

11. The solid electrolyte battery according to claim 9 containing an active material of the positive electrode selected 
from the group consisting of LiCo0 2 , LiMn02, UNi0 2 , LiV0 2 , LiT10 2l LiCo 0 .88 N 'o.2°2. LiMn 2 0 4 , TiS^ MoS^ Fe*^ 
and FeS. 

•12. The solid electrolyte battery according to claim 9 wherein the negative electrode active material is selected from 
the group consisting of metal lithium, lithium alloys and a carbon material capable of occluding and desorbing lith- 
ium. 




1 3. The solid electrolyte battery according to claim 1 2 wherein said carbon material is selected from the group consist- 
25 ing of natural graphite, mesophase pitch graphized carbon fibers, activated carbon and carbon black. 

14. The solid electrolyte battery according to claim 9 wherein said solid electrolyte contains an electrolyte and a high 
molecular material. 

30 1 5. The solid electrolyte battery according to claim 14 wherein said solid electrolyte is selected from the group consist- 
ing of LiCI0 4> LiPF 6> LiBF 4 , LiAsF 6 , UAICI 4 . UCF3SO3, UN(CF 3 S02) 2 and L1CF3. 

1 6. The solid electrolyte battery according to claim 14 wherein said high molecular material is selected from the group 
consisting of polyethylene oxide, polyether copolymers having an oligo-oxyethylene side chain, and other polyether 
35 copolymers having a cross-linked network structure. 
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